
• raiei u • 
| Office | 





INVESTOR m PEOPLE 



The Patent Office 
Concept House 



recd 2 k FEB 2005 



Cardiff Road 
Newport 



WIPO 



PCT 



South Wales 
NP10 8QQ 



I, the undersigned, being an officer duly authorised in accordance with Section 74(1) and (4) 
of the Deregulation & Contracting Out Act 1994, to sign and issue certificates on behalf of the 
Comptroller-General, hereby certify that annexed hereto is a true copy of the documents as 
originally filed in connection with the patent application identified therein. 



In accordance with the Patents (Companies Re-registration) Rules 1982, if a company named 
in this certificate and any accompanying documents has re-registered under the Companies Act 
1980 with the same name as that with which it was registered immediately before re- 
registration save for the substitution as, or inclusion as, the last part of the name of the words 
"public limited company" or their equivalents in Welsh, references to the name of the company 
in this certificate and any accompanying documents shall be treated as references to the name 
with which it is so re-registered. 



In accordance with the rules, the words "public limited company" may be replaced bv P 1 c 
pic, P.L.C. or PLC. " " 



Re-registration under the Companies Act does not constitute a new legal entity but merely 
subjects the company to certain additional company law rules. 




Dated 6 December 2004 



Signed 




PRIORITY DOCUMENT 

SUBMITTED OR TRANSMITTED IN 
COMPLIANCE WITH 
RULE 17.1(a) OR(b) 



An Executive Agency of the Department of Trade and Industry 



Patents Form 1/77 

Patents Act 1977 

(Rule 16) 



The 

Patent 
Office 



l&tm to76Y86-i 002879 

P01/77SQ 0.00-0404372.5 NOSE 



1/77 



Request for grant of a patent \ 

(See notes on ike back of this form. You can 
also get an explanatory leaflet from the Patent 
Office to help you fill in this form) 

X 



The Patent Office 

Cardiff Road 
Newport 

GwentNPIO 8QQ 



Your reference 



PHGB040047GBP 



Patent application number 

(The Patent Office will fill in this part) 



0404372.5 



Full name, address and postcode of the or of 
each applicant (underline all surnames) 



Patents ADP Number {if you know it) 

If the applicant is a corporate body, give the 
country/state of its incorporation 



4. Title of the invention 



KONINKLIJKE PHILIPS ELECTRONICS N. V, 
GROENEWOUDSEWEG 1 
5621 B A EINDHOVEN 
THE NETHERLANDS 
07419294001 



THE NETHERLANDS 



LIQUID CRYSTAL COMPOSITE 



Name of your agent (if you have one) 

"Address for service" in the United Kingdom 
to which all correspondence should be sent 
(including the postcode) 



Patents ADP number (if you htow it) 



Philips Intellectual Property & Standards 

Cross Oak Lane 

Redhill 

Surrey RH1 5HA 
08359655001 



If you are declaring priority from one or more 
earlier patent applications, give the country 
and the date of filing of the or of each of these 
earlier applications and (if you know it) the or 
each application number 



Country 



Priority Application number Date of filing 



If this application is divided or otherwise 
derived from an earlier UK application, give 
the number and the filing date of the earlier 
application 



Number of earlier application 



Date of filing 
(day/month/year) 



8. Is a statement of inventorship and of right to 
grant of a patent required in support of this 
request? (Answer "Yes" if: 

a) any applicant named in part 3 is not an inventor, or 

b) there is an inventor who is not named as an 
applicant, or 

c) any named applicant is a corporate body. 
See note (d)) 



YES 



Patents form ] 



ratents ^^m%l7^ll^ r r na^\ j 

9. Enter the number of sheets for any of the following 
items yon are filing with this form. 
Do not count copies of the same document. 



Continuation sheets of this form 

Description 18 

Claims(s) 3 

Abstract 1 / 



r 



Drawings 11 ^ 



10. If you are also filing any of the following, 
state how many against each item: 

Priority Documents 

Translations of priority documents 

Statement of inventorship and right 

to grant of a patent (Patents Form 7/77) 

Request for preliminary examination and 

search (Patents Form 9/77) 

Request for substantive examination 

(Patents Form 10/77) 

Any other documents 

(Please specify) 

11. I/We request the grant of a patent on the basis of this application. 

Signature / Date ^ Lj 0< , 



12. Name and daytime telephone number of 

person to contact in the United Kingdom 01293 81 5280 P L WILLIAMSON 



Warning 

After an application for a patent has been filed, the Comptroller of the Patent Office will consider whether publication 
or communication of the invention should be prohibited or restricted under Section 22 of the Patents Act 1977, You will 
be informed if it is necessary to prohibit or restrict your invention in this way. Furthermore, if you live in the United 
Kingdom, Section 23 of the Patents Act 1977 stops you from applying for a patent abroad without first getting written 
permission from the Patent Office unless an application has been filed at least 6 weeks beforehand in the United 
Kingdom for a patent for the same invention and either no direction prohibiting publication or communication has been 
given, or any such direction has been revoked. 

a) If you need help to fill in this form or you have any questions, please contact the Patent Office on 0645 500505. 

b) Write your answers in capital letters using black ink or you may type them. 

c) If there is not enough space for all the relevant details on any part of this form, please continue on a separate sheet 
of paper and write v see continuation sheet ft in the relevant part(s). Any continuation sheet should be attached to this 
form. 

d) If you have answered "Yes " Patents Form 7/77 will need to be filed. 

e) Once you have filled in the form you must remember to sign and date it. 

f) For details of the fee and ways to pay please contact the Patent Office. 

Patents Form 1 



DESCRIPTION 



1 



PHGB040047GBP 



LIQUID CRYSTAL COMPOSITE 1 

This invention relates to liquid crystal composites comprising 
anisometric particles having disc-like, flake-like, rod-like or ellipsoidal shapes. 
More particularly, but not exclusively, this invention relates to such liquid 
crystal composites for use in light valves, switchable mirrors, and other display 
and lighting applications. 

Light valves and other suspended particle devices have been used for 
over fifty years for modulation of light and may be used for many purposes 
including, for example, alphanumeric displays, television displays, windows, 
mirrors, eyeglasses and the like to control the amount of light passing there 
through. A conventional prior art light valve may be described as a cell formed 
of two walls that are spaced apart by a small distance, at least one wall being 
transparent, the walls having electrodes thereon usually in the form of 
transparent conductive coatings. The cell contains a "light valve suspension", 
namely small particles (usually needle-like organic particles) suspended in a 
liquid suspending medium. 

The working principle of such a device is illustrated in Figure 1. The 
suspended particle device 1 comprises a layer of needle-like organic particles 
3 sandwiched between a pair of glass substrates 5, 7. Each of the glass 
substrates 5, 7 is coated with a transparent electrode 9, 11 on its inner 
surface. 

In the absence of an applied electrical field (V=0), the particles in the 
liquid suspension exhibit random Brownian movement, and hence a beam of 
light passing into the cell is reflected, transmitted or absorbed, depending upon 
the nature and concentration of the particles and the energy content of the 
.light When an electric field is applied through the light valve suspension in the 
light valve (V=U), the particles become aligned and for many suspensions 
most of the light can pass through the cell. 
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When reflective particles such as flakes are used, such a cell can be 
switched between reflecting and transparent states. In the reflecting state the 
flakes are aligned so their planar surface is parallel to the surface of the glass 
substrate, and in the transparent state the flakes are aligned so their planar 
5 surface is perpendicular to the surface of the glass substrate. It is easy to 
align the flakes in one direction at high speed by the application of an electric 
field. However, in the absence of an electric field the flakes slowly resume a 
random orientation as a result of Brownian motion. 

Liquid crystal display (LCD) devices are also well known, and are 

10 common in many items of electronic equipment such as visual display units 
(VDUs) for computers, and televisions. Liquid crystalline compounds (i.e. 
compounds which have a liquid crystal phase and other compounds which do 
not have a liquid crystal phase but have properties that mean that they may be 
used as a component of liquid crystal compositions) are also well known. For 

15 example, in liquid crystal displays, multi component eutectic liquid crystal 
mixtures are used in order to obtain desired thermal and electrical properties. 

A liquid crystal display comprises a liquid crystal cell having patterned 
electrodes. Alphanumeric displays are segmented and addressed directly, 
whereas multiplexing is also used in displays having horizontal and vertical 

20 electrodes. In the case of active matrix displays, the display also includes an 
array of diodes or transistors for switching individual pixels. Different liquid 
crystal (LC) cells have been developed in the recent years; the most important 
liquid display cells are the TN cell (twisted nematic cell), the STN cell (super 
twisted nematic cell), PDLC cells (polymer dispersed liquid crystal cells), etc. 

25 Liquid crystal cells normally use nematic liquid crystals, however, also smectic 
liquid crystals or cholesteric liquid crystals may be utilised. 

x m All of the aboye-mentioned liquid crystal materials generally have 
common characteristics. They have a rod-like molecular structure, a rigidness 
of the long axis and dipoles and/or easily polarisable substituents, therefore 

30 providing permanent or induced dipoles. 

The distinguishing characteristic of the liquid crystalline state is the 
tendency of the molecules to align in the same direction, called the director. 
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Macroscopic orientations in liquid crystals can be induced at treated 
interfaces. For example, on uniaxially rubbed surfaces the liquid crystals align 
in a uniaxial planar orientation, whereas on certain polymer or surfactant 
treated surfaces the liquid crystals align perpendicular to the surfaces. It is 
also possible to induce a tilted orientation using a suitable orientation inducing 
layer. Figure 2 shows liquid crystal cells 21 comprising a liquid crystalline 
compound 23 sandwiched between surfaces 25, 27. In Figure 2a the surfaces 
25, 27 have been treated with a surfactant to form layers 29, which force the 
liquid crystals to oriented perpendicular to the treated surfaces. In Figure 2b 
the surfaces 25, 27 have been uniaxially rubbed, so the liquid crystalline 
composition is adjacent to rubbed polymer 31. Consequently, the liquid 
crystals assume a uniaxial parallel orientation with respect to the treated 
surfaces. 

The orientation of molecules in a liquid crystal cells can also be 
controlled by applying an electric or magnetic field to the cell. Liquid crystal 
mixtures tend to exhibit dielectric anisotropy. Liquid crystal mixtures exhibit 
positive dielectric anisotropy when a dielectric constant is larger in the direction 
of the director than in the lateral directions. Liquid crystal mixtures exhibit 
negative dielectric anisotropy when a dielectric constant is smaller in the 
direction of the director than in the lateral directions. Liquid crystal mixtures 
having positive dielectric anisotropy tend to orient their long axis (director) 
along the direction of an applied field, whereas liquid crystal mixtures having 
negative dielectric anisotropy tend to orient their long axis (director) 
perpendicular to an applied field. 

By applying an electric or magnetic field to a cell containing liquid 
crystal molecules, the director can be switched gradually between two states 
or orientations, namely an "on-state", where the liquid crystal cell is 
transparent in a predetermined direction, and an "off-state", where the liquid 
crystal cell is not transparent in the predetermined direction. 

Figures 3a and 3b illustrate the operation of a conventional twisted 
nematic LC cell in the transmissive mode. The LC cell 52 consists of a pair of 
parallel transparent plates 54 and 56, such as glass, which serve as 
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electrodes when coated with a film of a transparent conductive material such 
as ITO (indium tin oxide). A 200 nm thick polymer film is coated on the ITO to 
serve as an alignment layer for the adjacent LC molecules. A nematic LC 
between the two plates rotates helically about an axis normal to the plates (the 
5 axis of twist). If the twist angle is 90°, for example, the LC molecules have 
their directors 58 in the x direction at one of the plates and in the y direction at 
the other plate. For example, in Figure 3a the LC directors are shown aligned 
in the y direction adjacent plate 54 and in the x direction adjacent plate 56; in 
both cases they are parallel to the planes of the plates. 

10 Figures 3a and 3b illustrate the unitary cell 52 in an exploded form with 

successive LC layers 60 that actually form a continuum shown separately. 
The LC directors for each successive layer are angularly twisted relative to the 
preceding layer, resulting in an overall "twist" from one plate to the other. A 
modulating voltage source 62 is connected across the electrodes of the 

15 opposed plates through a switch 64. An unpolarized input beam 66 which 
contains an image or other optical data is directed through a polarizing plate 
68 so that it is polarized parallel to the LC directors upon entering the cell at 
the input plate 54. The polarization plane of the linearly polarized light 
travelling in the direction of the LC twist axis rotates along with the LC 

20 molecules, so that the cell acts as a polarization rotator. This is known as the 
polarization rotation effect (PRE). At the output of the cell the light polarization 
has been rotated 90° (assuming a 90° LC twist angle), so that its polarization 
70 is in the x direction at the output of the cell. An analyzer implemented with 
another polarizing plate 72 whose polarization plane is twisted 90° from that of 

25 polarizing plate 68, transmits the polarized beam as an output 74. 

When the switch 64 is closed and a modulating voltage is applied 
across the' cell's electrode plates 54 and 56, an electric, field is established 
within the cell in the direction of the twist axis. This causes the LC molecules 
to tilt towards the field. When the applied modulating voltage is great enough 

30 to produce a 90° LC tilt, the LC molecules loose their twisted character (except 
for those adjacent to the boundary plate surfaces), so that the polarization 
rotational power is deactivated. This is illustrated in Fig. 3b, in which the LC 
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directors 58 have been tilted 90° so that they are parallel to the beam 66 and 
at right angles to the boundary plates 54 and 56. As a result, the polarization 
70' of the cell's output beam is the same as the beam's polarization at the input 
end of the cell, and the output beam is blocked by the cross-polarized analyser 
72. In effect, the analyser acts as a shutter which transmits light in the 
absence of an electric field and blocks the light transmission when the field is 
applied. Lower modulating voltages that only partially tilt the LC molecules 
result in a partial transmittance and partial blocking of input light 

The transmissive display illustrated in Figs. 3a and 3b can be converted 
to a reflective system by substituting a mirror for the plate 72. 

The liquid crystal cells described above have a complicated structure 
and provide limited light switching functionality. Similarly, conventional light 
valves also provide limited light switching functionality. 

According to an aspect of the invention, there is provided a liquid crystal 
composite comprising anisometric particles suspended in a liquid crystalline 
compound characterised in that the particles are aligned in relation to the 
molecules of the liquid crystalline compound, and the orientation of the 
particles may be reversibly changed by the application of an electric field. 

Application of an electric field across the composite induces a rapid 
change in the orientation of the particles, and subsequent removal of the 
electric field causes the particles to switch back to their original alignment. 
Thus, the present invention allows rapid and reversible switching of the 
.particles between two different orientations. 

The anisometric particles may comprise a single layer or several layers 
of material, which may be metallic, organic or inorganic. 

The shape of the particles used in the composite is "anisometric", i.e. 
the shape or structure of the particle is such that in one orientation the particle 
intercepts more light than in another orientation. Anisometric particles which 
are needle-shaped, rod-shaped, lath-shaped, disc shaped, ellipsoidal shaped, 
or in the form of thin flakes, are suitable. Thin flakes composed of a material 
having surfaces that are highly reflective in the visible range are especially 
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useful for switchable mirror applications, but any type of light-absorbing or 
light-reflecting material can be employed depending on the desired result. 
Aluminium and silver are examples of suitable highly reflecting materials. The 
particles may also be of multi layer dielectric materials, also known as Bragg 
5 reflectors, which reflect light in the visible range with almost no absorption 
losses. 

The ratio between the thickness and length of the anisometric particles 
is preferably at least 1:4, and more preferably at least 1:100. The smallest 
dimension, such as the thickness, of the .anisometric particles is preferably in 
10 the range 5nm to 1jam, and more preferably in the range 5nm to 100nm, and 
the largest dimension, such as the length, of the anisometric particles is 
preferably in the range 20nm to 50|am, and more preferably in the range 
100nm to 10]Lim. 

The composite preferably comprises 10% by weight or less of the 
15 anisometric particles. 

Surface treatment of the anisometric particles results in the 
macroscopic alignment of these particles with respect to the liquid crystal 
molecules in which they are suspended. If the surfaces of the particles are not 
treated in a suitable manner, then they become randomly oriented. Suitable 
20 surface treatments include treatments with surfactant, and techniques such as 
uniaxial rubbing and photo-alignment These and other surface treatments will 
be weii known to those skiiied in the art. 

For example, in the case of silver or gold particles, a suitable surfactant 
comprises a compound containing one or more thiol groups. Particles made of 
25 certain materials, e.g. aluminium or silicon, will exhibit an oxide layer on their 
surface. A suitable surfactant for treating particles that exhibit an oxide layer 
Comprises a compound containing one or more silane carboxytate groups. 
Molecules with acid groups such as sulphonic or phosphonic acid may also be 
used. 

30 The composite is preferably disposed between two substrates, each of 

which is surface-treated to induce macroscopic orientation of the molecules of 
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the liquid crystalline compound. Suitable surface treatments include 
treatments with surfactant, and techniques such as uniaxial rubbing and photo- 
alignment. As above, suitable surface treatments will be well known to those 
skilled in the art. 

The substrates are preferably coated with electrically conductive 
electrodes. At least one of the substrates and its respective electrode are 
preferably at least partially transparent to light. For example, the substrates 
may be made of glass and coated with indium tin oxide (ITO). 

According to another aspect of the invention, there is provided a liquid 
crystal cell comprising: first and second substrates spaced apart, at least one 
substrate being transparent; first and second electrodes formed on the 
respective first and second substrates, at least one electrode being 
transparent; first and second alignment layers formed on the respective first 
and second electrodes; and the liquid crystal composite according to any one 
of the preceding claims disposed between the two substrates. 

The first and second substrates are preferably spaced apart by a small 
distance, for example less than 5mm. The alignment layers are preferably at 
least one of a surfactant treated surface, a polymer treated surface and a 
uniaxially rubbed surface. 

According to yet another aspect of the invention, there is provided a 
method of reversibly changing the orientation of anisometric particles in a 
liquid crystal composite, the method comprising the steps of: suspending the 
particles in a liquid crystalline compound wherein the particles are aligned in 
relation to the molecules of the liquid crystalline compound; and applying an 
electric field across the composite. 

The invention also provides a display device, a switchable mirror, and a means 
for changing the direction or shape of a beam of light from a light source* each 
comprising the liquid crystal cell according to claim 14. 

For a better understanding of the above features and advantages of the 
invention, embodiments will now be described, purely by way of example, with 
reference to the accompanying drawings in which: 
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Figure 1 shows the structure of a prior art suspended particle device, or 
light valve, in section; 

Figure 2a shows a prior art liquid crystal cell, in section, wherein the 
surfaces of the cell have been treated with surfactant; 
5 Figure 2b shows a prior art liquid crystal cell, in section, wherein the 

surfaces of the cell have been uniaxially rubbed; 

Figures 3a and 3b are simplified exploded perspective views illustrating 
the operation of a conventional twisted nematic LC cell; 

Figures 4a, 4b and 4c show a liquid crystal ceil, in section, according to 
10 the invention; 

Figures 5a and 5b show another liquid crystal cell, in section, -according 
to the invention; 

Figures 6a and 6b show another liquid crystal cell, in section, according 
to the invention; 

is - Figures 7a, and 7b show another liquid crystal cell, in section, according 

to the invention; 

Figure 8 schematically shows a first method of producing anisometric 
particles for use in embodiments of the present invention; 

Figure 9 schematically shows a second method of producing 
20 , anisometric particles for use in embodiments of the present invention; 

Figure 10 schematically shows a third method of producing anisometric 
particles for use in embodiments of the present invention; 

Figure 11 shows a photograph offtakes in a liquid crystal cell according 
to the invention, viewed from the top surface of the cell. The particles are 
25 oriented parallel to the cell surface; 

Figure 12 shows a photograph of particles in a liquid crystal cell 
according to the invention, viewed from the top suxface of thp cell. The 
particles are oriented perpendicular to the cell surface; 

Figures 13a and 13b show liquid crystal-induced orientation of the 
30 particles in a liquid crystal cell according to the invention during the heating of 
the particles above the clearing temperature of the liquid crystal material; 
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Figure 14 shows the effect of application of a voltage across a liquid 
crystal cell according to the invention on light transmission through the cell; 
and 

Figure 15 is a photograph of the continuously changing orientation of an 
anisometric particle in a liquid crystal cell according to the invention, which 
occurred when a voltage was applied across the cell. 

Figures 4a to 4c schematically show a liquid crystal cell 100 according 
to the present invention. The liquid crystal cell 100 comprises two substrates 
102, 104 that are spaced apart by a small distance, at least one substrate 
being transparent. Each substrate is associated with an electrode 106, 108, at 
least one electrode being transparent. For example, substrates 102, 104 may 
be glass, and electrodes 106, 108 may be ITO. A liquid crystal composite 110 
comprising anisometric particles 112 suspended in a liquid crystalline 
compound with positive dielectric anisotropy 114 is disposed between the two 
substrates. The anisometric particles 112 are uniformly distributed throughout 
the liquid crystalline compound 114. The surfaces adjacent to the composite 
110, i.e. the electrodes 106, 108, are treated in order to align the liquid crystal 
molecules. On uniaxially rubbed surfaces 116, 118 the liquid crystals 114 
assume a uniaxial planar orientation with respect to the surfaces 102, 104, as 
shown in Figure 4a. The anisometric particles 112 have also been surface 
treated so that they are aligned in relation to the molecules of the liquid 
crystalline compound 114. In Figure 4a the particles 112 are aligned with their 
long axes perpendicular to the long axes of the liquid crystal molecules 114 
due to surface treatment with a surfactant. Thus, in the resting state (V=0) 
shown in Figure 4a, the anisometric particles 112 assume a defined orientation 
with respect to the liquid crystal molecules 114. 

Application of an electric field, of strength V 1} as shown in Figure 4b, 
causes the liquid crystal molecules with positive dielectric anisotropy 114 to 
realign in a direction parallel to the applied field. The anisometric particles 
112, whose orientation is linked to the liquid crystal molecules 1 14, also realign 
to remain perpendicular to the liquid crystal molecules 1 14. 
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Application of an electric field, of strength V 2 , wherein V 2 > Vi, as shown 
in Figure 4c, has no effect on the orientation of the liquid crystal molecules 
114. However, the stronger electric field now causes the an isometric particles 
112 to realign in a direction parallel to the applied field. Thus, in Figure 4c, 
5 both the liquid crystal molecules 114 and the anisometric particles 112 are 
aligned with their long axes perpendicular to surfaces 102, 104. 

When the electric field is turned off, both the liquid crystal molecules 
114 and the anisometric particles 112 resume the orientations shown in Figure 
4a. Thus,, the present invention provides the alignment of anisometric particles 
10 in two defined orientations, and rapid reversible switching between these 
orientations. 

It will be apparent to those skilled in the art that it is possible for either 
the electrodes 106, 108 or the substrates 102, 104 to be located adjacent to 
the composite 110. However, it is the surface that is located adjacent to the 

15 . composite that should be treated in order to align the liquid crystal molecules. 

Figures 5a and 5b schematically show another liquid crystal cell 120 
according to the present invention. The liquid crystal cell 120 comprises two 
substrates 102, 104 that are spaced apart by a small distance, at least one 
substrate being transparent. Each substrate is associated with an electrode 

20 106, 108, at least one electrode being transparent. A liquid crystal composite 
110 comprising anisometric particles 112 suspended in a liquid crystalline 
compound with positive dielectric anisotropy 114 is disposed between the two 
substrates. The anisometric particles 112 are uniformly distributed throughout 
the liquid crystalline compound 114. The surfaces of the electrodes 106, 108 

25 adjacent to the composite 1 10 are treated with surfactant 122, and so, in a rest 
state (V=0), the liquid crystals 114 assume an orientation with their long axes 
perpendicular to the treated surfaces, as shown in Figure 5a. The anisometric 
particles 112 are also surface treated with surfactant so that are aligned with 
their long axes perpendicular to the long axes of the liquid crystal molecules 

30 114. 

Application of an electric field, of strength V, as shown in Figure 5b, 
does not cause realignment of the liquid crystal molecules 114 because they 
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have positive dielectric anisotropy, and are already aligned in a direction 
parallel to the applied field. However, if the force exerted by the electric field is 
great enough, and is able to overcome the force that is orienting the 
anisometric particles 112 perpendicular to the liquid crystal molecules 114, 
then the anisometric particles 112 will realign in a direction parallel to the 
applied field. Thus, in Figure 5b, both the liquid crystal molecules 114 and the 
anisometric particles 112 are aligned with their long axes perpendicular to 
surfaces 102, 104. 

When the electric field is turned off (V=0), the orientation of the 
anisometric particles 112 will again be directed by the liquid crystal molecules 
1 14, as shown in Figure 5a. 

Figures 6a and 6b schematically show another liquid crystal cell 130 
according to the present invention. The liquid crystal cell 130 comprises two 
substrates 102, 104 that are spaced apart by a small distance, at least one 
substrate being transparent. Each substrate is associated with an electrode 
106, 108, at least one electrode being transparent. A liquid crystal composite 
110 comprising anisometric particles 113 suspended in a liquid crystalline 
compound with negative dielectric anisotropy 134 is disposed between the two 
substrates. The anisometric particles 113 are uniformly distributed throughout 
the liquid crystalline compound 134. The surfaces of the electrodes 106, 108 
adjacent to the composite 110 are treated by uniaxial rubbing 132, and so the 
liquid crystals 114 assume an orientation with their long axes parallel to the 
treated surfaces, as shown in Figure 6a. The anisometric particles 113 have 
also been surface treated by uniaxial rubbing and are aligned with their long 
axes parallel to the long axes of the liquid crystal molecules 134. 

Application of an electric field, of strength V, as shown in Figure 6b, 
does not cause realignment of the liquid crystal molecules 134 because they 
have negative dielectric anisotropy, and are already aligned in a direction 
perpendicular to the applied field. However, if the force exerted by the electric 
field is great enough, and is able to overcome the force that is orienting the 
anisometric particles 113 parallel to the liquid crystal molecules 134, then the 
anisometric particles 113 will realign in a direction parallel to the applied field. 
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When the electric field is turned off, the orientation of the anisometric 
particles 113 will again be directed by the liquid crystal molecules 134, as 
shown in Figure 6a. 

Figures 7a and 7b schematically show another liquid crystal cell 170 
5 according to the present invention. The liquid crystal cell 170 comprises two 
substrates 102, 104 that are spaced apart by a small distance, at least one 
substrate being transparent. Each substrate is associated with an electrode 
106, 108, at least one electrode being transparent. For example, substrates 
. - 102 r 104 may be glass, and electrodes 106, 108 may be ITO. A liquid crystal 

10 composite 110 comprising anisometric particles 112 suspended in a liquid 
crystalline compound with negative dielectric anisotropy 134 is disposed 
between the two substrates. The anisometric particles 112 are uniformly 
distributed throughout the liquid crystalline compound 134. The surfaces of 
the electrodes 106, 108 adjacent to the composite 110 are treated with 

15 surfactant 176, 178 in order to align the liquid crystal molecules. At surfaces 
176, 178 the liquid crystals 134 assume a uniaxial perpendicular orientation 
with respect to the substrates 102, 104, as shown in Figure 7a. The 
anisometric particles 112 are also surface treated so that they are aligned in 
relation to the molecules of the liquid crystalline compound 134. In Figure 7a 

20 the particles 112 are aligned with their long axes perpendicular to the long 
axes of the liquid crystal molecules 134 due to surface treatment with a 
surfactant. Thus, in the resting state (V=0) shown in Figure 7a, the 
anisometric particles 112 assume a defined orientation with respect to the 
liquid crystal molecules 134. 

25 Application of an electric field, of strength V as shown in Figure 7b, 

causes the liquid crystal molecules with negative dielectric anisotropy 134 to 
realign inea direction perpendicular to the applied field. The anisometric 
particles 112, whose orientation is linked to the liquid crystal molecules 134, 
also realign to remain perpendicular to the liquid crystal molecules 134. 

30 Increasing the field further does not change the direction of orientation of the 
liquid crystal molecules or the anisometric particles. 



PHGB040047GBP 

13 

When the electric field is turned off, both the liquid crystal molecules 
134 and the anisometric particles 112 resume the orientations shown in Figure 
7a. 

Thus, the embodiments shown in Figures 4 to 7 provide alignment of 
5 anisometric particles in two defined orientations, and rapid reversible switching 
between these orientations. 

It will be clear to those skilled in the art that there are numerous 
embodiments within the scope of this invention, and that by altering the type of 
surface treatment of both the surface adjacent to the liquid crystal composite 

10 and the anisometric particles, it is possible to achieve different results. Further 
the type of liquid crystal chosen will influence the result achieved. For 
example, some embodiments will allow the transmission of light through the 
cell in the absence of a voltage, but block the transmission of light when an 
electric field is applied. Other embodiments will reflect light when no voltage is 

15 applied but allow the transmission of light when an electric field is applied. 

The anisometric particles may comprise a single layer or several layers 
of material, which may be metallic, organic or inorganic. For example, the 
particles may comprise a layered dielectric material reflecting a certain band of 
light. They may alternatively consist of two different layers having different 

20 physical (e.g. optical) or chemical surface properties. For example, a rigid 
substrate layer may be combined with an optically reflective layer. Such a 
technique may be used to increase the rigidity of reflective particles. It is also 
possible to combine layers that react with different molecules in different ways. 
For example, one of the surfaces may be chosen so that it specifically reacts 

25 with a polar molecule while the other surface may have a high reactivity with 
an apolar substance. In this way, particles with specific polar and apolar 
surfaces can be produced. The orientation of such particles may be easily 
controlled. 

Various methods of preparing the anisometric particles used in the 
30 invention will now be described. Those skilled in the art will be aware that 
certain methods are preferred when producing particles made of certain 
materials, since some methods result in particles having large variations in 
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shape and size, whilst others result in particles having a specific size, shape 
and/or surface property. One method is based on the evaporation of a thin 
layer on top of a substrate having a release coating, followed by its release 
and milling to small particle sizes. Other methods include the use of naturally 
5 occurring minerals such as mica, which can also be milled. Silicon and 
aluminium particles may be produced in solution. 

Anisometric particles may also be obtained by the growth of crystals, in 
particular needle-like crystals. Nano-rods of metals or other inorganic 
- materials may also be obtained during their synthesis in solutions when 

10 suitable surfactants are used. Using this method, disc and flake-like 
anisometric particles may also be produced. Rod-like particles may be grown 
in templates, following which the template may be removed leaving behind the 
rod-like particles. Other anisometric particles may be grown from the vapour 
phase when suitable surfaces with nucleating sites are used. 

15 Figure 8 schematically shows a first method of producing anisometric 

particles for use in embodiments of the present invention. This method may 
be performed using a variety of techniques such as offset printing, micro 
contact printing and inkjet printing. In all of these techniques, except for inkjet 
printing, a patterned surface or a surface to which ink has been transferred in 

20 a patterned way (a stamp) is used to transfer ink 140 to another surface 
comprising a layer to be patterned 142. The ink may be used as a positive or 
negative etch resist, depending on the type in ink. !f it is used as a negative 
etch resist, material of the layer to be patterned 142 can be removed 
selectively by etching from those areas that are not covered or modified by the 

25 ink 140. If the ink is used as a positive etch resist, a second layer of ink 
providing a higher etch resistance is applied only to the so far unmodified 
areas of the surface (e.g. by deposition via self-assembly frora solution). In 
this case, in the subsequent etching step, material is removed from those 
areas that had been modified with the first ink (the one with the lower etch 

30 resistance). Other inking-etching schemes are also possible, including the 
local (patterned) chemical modification of the ink already deposited on the 
surface. 
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It is important that the layer to be patterned 142 has a release layer 144 
underneath it (between the layer to be patterned 142 and a substrate 146). 
The release layer 144 can then be dissolved in a suitable solvent leaving the 
free patterned structures 148 (particles of various shapes and dimensions) 
dispersed in the solvent, as shown in Figure 8. The ink 140 may or may not be 
removed by dissolution in this solvent If desired, the ink 140 may also be 
removed in another subsequent processing step. 

It is also possible to use Inkjet printing to produce the desired patterns. 
In that case the ink 140 can be brought on top of the layer to be patterned 142 
in the form of micro droplets. Further processing will be analogous to the 
above description. However, due to its sequential nature, the inkjet printing 
technique is generally slower. 

Optical lithography may also be used to pattern a layer of photoresist 
material covering the layer to be patterned 142 using a photomask. After 
development of the resist layer, the layer to be patterned 142 may be etched 
and particles 148 of various shapes and dimensions are produced in the same 
way as described above. 

Figure 9 schematically shows a second method of producing 
anisometric particles for use in embodiments of the present invention. A mask 
150 is used to deposit a layer of particles 152 onto a substrate 154 provided 
with a release layer 156. The release layer 156 is then dissolved, thus 
producing free particles 153 of various shapes and dimensions. 

The mask 150 may also be manufactured on top of the substrate 154 as 
shown in Figure 10. In this case, the particles 152 deposited on top of the 
mask 150 can be removed using a suitable solvent, thus providing free 
particles 153, while the material 158 deposited on an adhesion layer 160 is not 
removed. It is also possible to use an inverse technique where the deposited 
material adheres to the mask surfaces 150 and the material 158 deposited 
between the mask surfaces 150 is released. 

Surface modification of the particles of various shapes and dimensions, 
is essential according to the present invention, and the nature of the surface 
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modification is an important factor in determining the orientation of the particles 
within the liquid crystal composite. 

Suitable surface treatments of the surfaces of the particles will be 
known to those skilled in the art, and include techniques such as uniaxial 
rubbing, photoalignment and treatment with surfactant. For example, gold 
particles may be treated with the cyano biphenyl thiol molecule (I) shown 
below: 



Particles treated with molecule (I) become orientated in the direction 
perpendicular to the liquid crystal molecules. The particles may alternatively 
be treated with the biphenyl thiol molecule (II) shown below: 



Particles treated with the molecule (II) become oriented in the direction 
parallel to the liquid crystal molecules. 

The skilled person will recognize that many other known surface 
treatments may be applicable. The skilled person will also be aware that the 
above exemplary treatment may be suitable for the substrates of the liquid 
crystal cell. 

In order to stabilize the particle suspension and avoid sedimentation or 
sticking of the particles to the cell surfaces, polymeric liquid crystals may also 
be included in the liquid crystal mixture. It may also be advantageous to cross- 
link^uch-a-polymer-in-siW — — — — 

By way of example, a number of alternative embodiments of the 
invention will now be described. 



HS 




C=N 



(I) 




(II) 
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In a first example, gold flakes treated with the above cyano biphenyl 
thiol molecule (I) are placed in a cell containing liquid crystal molecules E7 
(Merck, Darmstadt). E7 is a well-known liquid crystal mixture containing 
molecules with cyano biphenyl and cyano terphenyl groups. The surfaces of 
the cell were covered by polymer Sunever polyamide type 626 (Nissan 
chemicals, Japan) which is known to induce perpendicular alignment of liquid 
crystals with respect to the surfaces. Thus, liquid crystal molecules in the cell 
immediately become oriented perpendicular to the cell surfaces and the flakes 
immediately assume an orientation perpendicular to liquid crystal molecules, 
as shown in Figure 5a. Figure 1 1 shows a photograph of the flakes, viewed 
from the top surface of the cell. Thus, it is apparent that the flakes are oriented 
parallel to the cell surface. This orientation of the flakes is associated with the 
interaction between the dipole of the molecules on the flake surfaces and the 
dipoles of the liquid crystal molecules. 

In a second example, gold flakes are treated with the above biphenyl 
thiol molecule (II) and placed in a cell containing liquid crystal molecules Zli 
2857 (Merck, Darmstadt) with a uniaxial orientation, as shown in Figure 5a. Zli 
2857 is a mixture having negative dielectric anisotropy and containing 
molecules with lateral dipoles such as the molecule (III) shown below: 



The surfaces of the cell are covered with polymer Sunever polyamide 
type 626 (Nissan chemicals, Japan), which is known to induce perpendicular 
alignment of liquid crystals with respect to the surfaces. Liquid crystal 
molecules in the cell therefore immediately become oriented perpendicular to 
the cell surfaces, and the particles immediately assume an orientation parallel 
to liquid crystal molecules and became oriented perpendicular to the cell 
surfaces. This shows the importance of the dipolar interactions in determining 




(III) 



PHGB040047GBP 

18 

the orientation direction of the particles with respect to the liquid crystal 
molecules. 

In a third example, gold flakes are treated with a cyano biphenyl thiol 
molecule, as in the first example. However, the treated flakes are placed in a 
5 cell, containing E7 liquid crystal molecules aligned with their long axes parallel 
to the adjacent uniaxially rubbed poymer surface (JSR AL1051), as shown in 
Figure 4a. The flakes immediately assume an orientation perpendicular to 
liquid crystal molecules, as expected. Figure 12 shows a photograph of the 
flakes, viewed from the top surface of the cell. . Thus, it is apparent that the 

10 flakes are oriented perpendicular to the cell surface. 

Further evidence for the liquid crystal-induced orientation of the flakes 
may be observed during the heating of flakes above the clearing temperature 
of the liquid crystal material. This effect is shown in Figures 13a and 13b. In 
Figure 13a, the liquid crystal molecules, at room temperature, are oriented 

is perpendicular to the. cell surfaces. Upon heating the liquid crystal above the 
clearing temperature the flakes assume an orientation parallel to the cell 
surfaces, as shown in Figure 13b. 

Figures 14 and 15 show the results of applying an electric pulse of 5V 
across the cell of the first example described above. Figure 14 shows that 

20 upon application of the voltage, the flakes rotate very fast and becomes 
aligned in the direction of the applied field. An increase in light transmission 
through the cell is observed. Upon removal of the voltage the flakes return 
very quickly to the initial state of orientation, where very little light is transmitted 
through the cell. Figure 15 is a photograph of the continuously changing 

25 orientation of a flake which occurrs when the voltage is applied. 

It is to be understood that this detailed description discloses specific 
embodiments of a broader invention and is not intended to be limiting. There 
are many other embodiments within the scope of the invention as claimed 
hereafter, and these will be apparent to those skilled in the art. 



30 



CLAIMS 
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1. A liquid crystal composite comprising anisometric particles suspended 
in a liquid crystalline compound characterised in that the particles are aligned 
in relation to the molecules of the liquid crystalline compound, and the 
orientation of the particles may be reversibly changed by the application of an 
electric field. 

2. A liquid crystal composite according to claim 1 , wherein the surfaces of 
the particles are treated with surfactant. 

3. A liquid crystal composite according to claim 2, wherein the surfactant 
comprises a compound containing one or more thiol groups. 

4. A liquid crystal composite according to claim 2, wherein the surfactant 
comprises a compound containing one or more silane groups. 

5. A liquid crystal composite according to claim 1, wherein the surfaces of 
the particles are treated by uniaxial rubbing. 

6. A liquid crystal composite according to claim 1, wherein the surfaces of 
the particles are treated by photo-alignment. 

7. A liquid crystal composite according to any one of claims 1 to 6, wherein 
the thickness of the particles is in the range 5nm to 1u.m, and the length of the 
particles is in the range 20nm to 50um. 

8. A liquid crystal composite according to any one of claims 1 to 7, wherein 
the surfaces of the particles reflect visible light. 
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9. A liquid crystal composite according to any one of claims 1 to 7, wherein 
the surfaces of the particles absorb visible light. 

10. A liquid crystal composite according to any one of claims 1 to 9, wherein 
5 the ratio between thickness and length of the particles is at least 1:5. 

11. A liquid crystal composite according to any one of claims 1 to 10, 
wherein the particles are 10% by weight or less of the composite. 

10 12. A liquid crystal composite according to any one of claims 1 to 11, 
wherein the particles are metallic particles. 

13. A liquid crystal composite according to any one of claims 1 to 12, 
wherein the length of the particles is less than 1fxm, the particles having been 

15 synthesised from a solution. 

14. A liquid crystal cell comprising: 

first and second substrates spaced apart, at least one substrate being 
transparent; 

20 first and second electrodes formed on the respective first and second 

substrates, at least one electrode being transparent; 

first and second alignment layers formed on the respective first and 
second electrodes; and 

the liquid crystal composite according to any one of the preceding 
25 claims disposed between the two substrates. 

15. A method of reversifely changing the orientation of anisometric particles 
in a liquid crystal composite, the method comprising the steps of: 

suspending the particles in a liquid crystalline compound wherein the 
30 particles are aligned in relation to the molecules of the liquid crystalline 
compound; and 
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applying an electric field across the composite. 
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16. I he method of claim 15, further comprising an initial step of treating the 
surfaces of the particles. 

17. The method of claim 15 or 16, further comprising the step of bringing 
the suspension between two parallel substrates prior to the step of applying 
the electric field. 

18 A display device comprising the liquid crystal cell according to claim 14. 

19. A switchable mirror comprising the liquid crystal cell according to claim 
14. 

20. Means for changing the direction or shape of a beam of light from a light 
source comprising the liquid crystal cell according to claim 14. 
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ABSTRACT 

LIQUID CRYSTAL COMPOSITE 

5 A liquid crystal composite comprises anisometric particles suspended in a 
liquid crystalline compound. The composite is characterised in that the 
particles are aligned in relation to the molecules of the liquid crystalline 
compound, and the orientation of the particles may be reversibly changed by 
the application of an electric field. 
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